EtOAc and acidified with 6 M HCl at 0 °C. The aqueous layer was extracted twice with EtOAc.
The combined organic layer was washed with brine, dried over MgSO 4 , filtered and concentrated in vacuo. The residue was recrystallized from hexane/EtOAc to give 3,5-bis(benzyloxy)benzoic acid (1a) [1] (15.2 g, 45.4 mmol, 2 steps 70%) as a white solid. 
Procedure for in-situ IR analysis
A solution of 3,5-bis(benzyloxy)benzoic acid (1a) (133 mM, 1.00 equiv.) and DMF (13. After being eluted for ca. 9 min to reach a steady state, the resultant mixture was poured into a solution of AcOH (0.240 mL, 4.20 mmol, 15.0 equiv.) in MeOH (5.00 mL) and water (10.0 mL) for 13 min 59 s at room temperature. The aqueous layer was extracted twice with EtOAc. The combined organic layer was washed with brine, dried over Na 2 SO 4 , filtered and concentrated in vacuo. The residue was purified by column chromatography on silica gel with hexane : EtOAc = 85 : 15 to give α-diazo ketone 5 [1] (62.8 mg, 0.175 mmol, 63%) as a yellow oil. with a linear gradient: 0-5 min hexane : EtOAc = 97 : 3, 5-min hexane : EtOAc = 97 : 3 to give α-aryl ester 2a [3] (16.6 mg, 0.0458 mmol, 33%) as a white solid. 
Methyl 3-{(2,6-dimethylbenzyl)oxy}-4-methylbenzoate (S-1)
To a solution of lithium aluminum hydride (1.52 g, 40.0 mmol, 2.00 equiv.) in THF (40.0 mL), a solution of 2,6-dimethylbenzoic acid (3.00 g, 20.0 mmol, 1.00 equiv.) in THF (40.0 mL) was added dropwise at -78 °C under argon atmosphere. After being stirred at reflux temperature for 3 h, the reaction mixture was cooled to room temperature and saturated aqueous potassium sodium tartrate was added dropwise at 0 °C. After being stirred for 30 min, the reaction mixture was filtered through a pad of Celite 
3-{(2,6-Dimethylbenzyl)oxy}-4-methylbenzoic acid (1b)
To a suspension of methyl 3-{(2,6-dimethylbenzyl)oxy}-4-methylbenzoate (S-1) (3.89 g, 13.7 mmol, 1.00 equiv.) in MeOH (55.0 mL) and H 2 O (55.0 mL), potassium hydroxide (7.68 g, 137 mmol, 10.0 equiv.) was added at 0 °C. After being stirred at reflux temperature for 2 h, the reaction mixture was cooled to room temperature and concentrated in vacuo. The residue was diluted with EtOAc and acidified with 6 M HCl at 0 °C. The aqueous layer was extracted twice with EtOAc.
The combined organic layer was washed with brine, dried over MgSO 4 , filtered and concentrated in vacuo. The residue was recrystallized from toluene to give 3-{ (2,6-dimethylbenzyl) 
